ππ interactions between HS-[Fe III (azp) 2 ] − ; Fe1 and LS-[Fe II (TPPZ) 2 ] 2+ ; Fe3 in compound 5 a) Type A and b) Type B of ππ interactions yielding a 1D chain along the b axis. These 1D chains further connect through other two types of ππ interactions i.e. c) Type C and D) Type D yielding a 2D layer of HS-[Fe III (azp) 2 ] − ; Fe1 and LS-[Fe II (TPPZ) 2 ] 2+ ; Fe3 on an ab plane Figure S7 a) the crystal packing in 5, the red rectangle highlights the area of discussion b) ππ interactions between HS-[Fe III (azp) 2 ] − ; Fe1 (blue molecules) and LS-[Fe III (azp) 2 ] − ; Fe2, viewing along the a axis and c) a view along the b axis of the same chain as b) to clearly show the ππ stacks between two types of [Fe III (azp) 2 ] − . Figure S8 Representation of crystal packing and selected intermolecular interaction in 6 a) C-Hπ interactions between LS-Fe II forming a 1D chain along the a axis, b) pseudo-2D sheet on an ab plane, and c) C-HN22 interactions relating to MeCN solvent that link sheets of Fe molecules in pseudo-3D network Figure S9 Water solvation occupation in the pocket of Fe molecules in 5 and 6. Light yellow, yellow and orange polyhedra are Fe1(HS-Fe III ), Fe2(LS-Fe III ) and Fe3(LS-Fe II ), respectively. (17) Fe1-N2/Å 1.972 (2) Fe1-N3/Å 1.956 (2) 1.9618 (18) Fe1-N2 i /Å 1.972 (2) Fe1-N7/Å 1.968 (2) 1.9683 (18) Fe1-N3/Å 1.970 (2) Fe1-N8/Å 1.878 (2) 1.8800 (16) Fe1-N3 i /Å 1.970 (2) Fe1-N9/Å 1.972 (2) 1.9794 ( 3.580 3.607 π•••π is centroid to centroid distance, Note for Type C at 100 K, plane to plane distance is 3.62 Å a b c Figure S8 Representation of crystal packing and selected intermolecular interaction in 6. a) C-Hπ interactions between LS-Fe II forming a 1D chain along the a axis, b) pseudo-2D sheet on an ab plane, and c) C-HN22 interactions relating to MeCN solvent that link sheets of Fe molecules in forming a pseudo-3D network 
Powder diffraction data
All the experiments were performed at room temperature. The PXRD plot for the bulk sample of 5 does not agrees with that simulated from single crystal data, suggesting the bulk sample is not a pure phase. Bulk sample of compound 5 was re-crystallized in MeCN and yielded compound 6. Experimental PXRD result of 6 is different from that of 5 but agree very well with the simulated PXRD pattern from the single crystal structure of 6. This suggests the bulk phase of 6 is pure. 
